1,1,3,3-Tetramethylguanidine (0.48 mL, 4.5 mmol) was stirred in THF (5 mL). t-BuLi (2.7 mL, 1.7 M in hexanes, 4.5 mmol) was syringed into this solution dropwise under Ar at -78 °C, and the resulting yellow suspension allowed to warm to room temperature to give a white suspension. This was then cooled again to -78 °C and a suspension of Cp 2 Mn (278 mg, 1.5 mmol) in THF (5 mL) was syringed in dropwise by cannula. The resulting solution was allowed to warm to room temperature before being stirred overnight and then filtered in vacuo and stored at -30 °C. This afforded brown crystals of 6 in low yield (50 mg, 5% wrt 
1,1,3,3-Tetramethylguanidine (0.48 mL, 4.5 mmol) was stirred in THF (5 mL). t-BuLi (2.7 mL, 1.7 M in hexanes, 4.5 mmol) was syringed into this solution dropwise under Ar at -78 °C, and the resulting yellow suspension allowed to warm to room temperature to give a white suspension. This was then cooled again to -78 °C and a suspension of Cp 2 Mn (278 mg, 1.5 mmol) in THF (5 mL) was syringed in dropwise by cannula. The resulting solution was allowed to warm to room temperature before being stirred overnight and then filtered in vacuo and stored at -30 °C. This afforded brown crystals of 6 in low yield (50 mg, 5% wrt guanidine), m. p. >360 ºC. δ H (500 MHz, 
Theoretical Modelling of 5
Ni 2 (MeN … CH … NMe) 5 was investigated by quantum chemical methods at Hartree-Fock (HF), density-functional (BLYP) and hybrid density-functional (B3PW91, B3LYP) levels using the Gaussian09 program package and the Natural Bond Order module implemented in the package. [S1] Carbon, hydrogen and nitrogen were represented by 6-311G basis sets including an additional diffuse and a polarizing function, and nickel by an effective-core potential basis set of MDF10-type with an (8s7p6d1f)/[6s5p3d1f] valence space. [S2,S3] Cartesian coordinates of the geometrically optimized structure of 5 at B3LYP level are as follows: 
